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Figure S1. The MS/MS2 spectrum of compound 9.

127.07648
240000000
] OH
220000000 OH
] \
200000000 HO T__/G.)\—-J__’ on
180000000 171.06635 P /(\F__.t)n o
] 0
160000000
140000000 351.12982
120000000
100000000
80000000
60000000
40000000 59.01388
] 119.03510
20000000 80.02444 \
] ‘ | ) 145.08702 179.05595 243.34857 307.13983 361.70880
—r-—tr—---r-rr 77T
60 80 100 120 140 160 180 200 220 240 260 280 300 320 340 360

m/z

Figure S2. The MS/MS2 spectrum of compound 16.
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Figure S3. The MS/MS2 spectrum of compound 28.
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Figure S4. The MS/MS2 spectrum of compound 29.
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Figure S5. The MS/MS2 spectrum of compound 31.
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Figure S6. The MS/MS2 spectrum of compound 32.
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Figure S7. The MS/MS2 spectrum of compound 37.
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Figure S8. The MS/MS2 spectrum of compound 35.
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Figure S9. The MS/MS2 spectrum of compound 36.
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Figure S10. The MS/MS2 spectrum of compound 44.
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Figure S11. The MS/MS2 spectrum of compound 46.
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Figure S12. The MS/MS2 spectrum of compound 47.
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Figure S13. The MS/MS2 spectrum of compound 48.
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Figure S14. The MS/MS2 spectrum of compound 52.
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Figure S15. The MS/MS2 spectrum of compound 53.

127.07649

119.03500
89.02446

171.06636

153.05565 | 179.05617
P! I

351.12991

307.14038

T
1000

457.17169

50

T
100

e
150 200

T
250
m/z

T T
300 350

Figure S16. The MS/MS2 spectrum of compound 54.
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Figure S17. The MS/MS2 spectrum of compound 55.
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Figure S18. The MS/MS2 spectrum of compound 38.
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Figure S20. The MS/MS2 spectrum of compound 40.
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Figure S21. The MS/MS2 spectrum of compound 57.
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Figure S22. The MS/MS2 spectrum of compound 64.

T
240



15000000
14000000
13000000
12000000
11000000
10000000
9000000
8000000
7000000
6000000
5000000
4000000
3000000
2000000
1000000
0

93.03458

68.46532 112.52798

‘ 134.03751

243.10271

227.07153

255.10283

199.07643

171.08154
P ROV P |
T T T T T T

349.14474

330.96405

6000000

5500000

5000000

4500000

4000000

3500000

3000000

2500000

2000000

1500000

1000000

500000

0

50 100

T
150 200

Figure S23. The MS/MS2 spectrum of compound 69.
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Figure 524. The MS/MS2 spectrum of compound 69.
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Figure S25. The MS/MS2 spectrum of compound 71.
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Figure S26. The MS/MS2 spectrum of compound 75.
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Figure S27. The MS/MS2 spectrum of compound 82.
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Figure S28. The MS/MS2 spectrum of compound 7.
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Figure S29. The MS/MS2 spectrum of compound 18.
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Figure S30. The MS/MS2 spectrum of compound 21.
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Figure S31. The MS/MS2 spectrum of compound 23.
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Figure S32. The MS/MS2 spectrum of compound 56.
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Figure S33. The MS/MS2 spectrum of compound 61.
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Figure S34. The MS/MS2 spectrum of compound 3.
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Figure S35. The MS/MS2 spectrum of compound 19.
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Figure S37. The MS/MS2 spectrum of compound 41.
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Figure S38. The MS/MS2 spectrum of compound 80.
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Figure S39. The MS/MS2 spectrum of compound 88.
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Figure S40. The MS/MS2 spectrum of compound 90.
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Figure S41. The MS/MS2 spectrum of compound 2.
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Figure S42. The Workflow tree in Compound Discoverer2.1.

1. Detect Unknown Compounds paraments

The Mass Tolerance was set as 3 ppm; the S/N Threshold was 3; minimum peak intensity was
100000; minimum element counts was C and H; Max. element counts was C100, H190, N10, O50, P,
52, Cl12
2. Group Unknown Compounds paraments

The Mass Tolerance was 3 ppm; RT Tolerance [min] was 0.1; Preferred Ions was [M + H] + 1 and
M-H]-1
3. Predict Compositions paraments

Min. RDBE was 0; Max. RDBE was 40; Min. H/C was 0.1; Max. H/C 3.5; Max. Candidates was
10; Pattern Matching Intensity Tolerance was 30; S/N Threshold was 3; Use fragments match was
true; Mass Tolerance was 3 ppm.
4. Search mzCloud paraments

Compound Classes was all; Match ion activation type was true; Ion activation energy tolerance
was 20; identity search was HighChem High Res; Match factor threshold was 30.
5. Search ChemSpider paraments

Databases were BioCyc, MassBank; NIST, Natural Chemistry, Group Natural products, et al.

6. Search mzVault paraments

Database were mzVault 2017, OTCML

7. Search Masslist paraments

Database was self-bulit Gymnadenia compounds database, which including 158 compounds.



